1
H NMR and 150.9 MHz for 13 C NMR. The chemical shifts are reported in δ [ppm] relative to external standards (solvent residual peak). The solvent used is reported for each spectrum. Mass Spectra: Finnigan MAT TSQ 7000 (ESI). Melting Point: Melting Points were determined on Büchi SMP or a Lambda PhotometricsOptiMelt MPA 100. Absorption spectra were measured in 1 cm quartz cuvettes with Varian Cary BIO 50 UV/VIS/NIR Spectrometer. Emission spectra were recorded with aqueous buffered solution in 1 cm quartz cuvettes (Hellma) on a FluoroMax 4 (Horiba) with a temperature control. pH-Measurements were carried out on a Mettler Toledo G20 Titrator equipped with a DG115-SC pH-electrode. The electrode was calibrated with standard calibrating solutions from Mettler Toledo. The reaction vessels were kept at constant temperature 23°C. The starting compounds were purchased from TCI, Sigma-Aldrich and Acros Chemicals. 
2-(Benzyloxycarbonyl)tris(2-aminoethyl)amine
Tris(2-aminoethyl)amine (2.92 g, 20.0 mmol) was dissolved in dry dichloromethane (50 mL) and cooled (ice-water bath). A solution of benzyl chloroformate (1.03 mL, 7.22 mmol) in dry dichloromethane (100 mL) was added dropwise over a period of 1 h. The mixture was allowed to warm up slowly to room temperature. After an additional 1 h, the solvent was removed under reduced pressure. The residue was purified by column chromatography on silica gel by using THF: MeOH: NH3 (90:5:5) giving the product as a white amorphous solid (1.25 g, 61.8% based on benzyl chloroformate). 1 
CBz-protected macrocycle 3
2-(Benzyloxycarbonyl)tris(2-aminoethyl)amine (3.0 g, 10.7 mmol) was dissolved in 400 mL of CH3CN. Under stirring, a solution of isophthalaldehyde (0.71 g, 5.3 mol) in CH3CN 250 mL was added dropwise over 2h at RT. After 20h of stirring, the solvent was removed under reduced pressure, and the crude product was diluted with 200 mL of methanol. The solution was heated to 50 °C and NaBH4 was added (2.43 g, 64 mmol). After the addition was complete, the reaction mixture was stirred at 70 °C for 2 h. The solvent was then removed and the residue was dissolved in basic water (20 mL, pH=9) and extracted with CH2Cl2 (4 x 50 mL). The collected organic phases were dried over Na2SO4. The solvent was removed under reduced pressure, and the crude product was purified by silica gel column chromatography using as 94% THF/ 3% MeOH/ 3% aq.NH3 eluent, giving the product in 46% yield as viscous oil. M.p. 57-58 °C 1 
CBz-Boc-protected macrocycle 4
CBz-protected macrocycle (5.0g, 6.8mmol) was dissolved in CHCl3 (150 mL) and then Boc2O (11.97 g, 54.8mmol) in 100 mL CHCl3 was added to the solution dropwise. The reaction mixture was stirred at RT for 18h. Then solvent was removed and the crude product was purified by column chromatography by using DCM: MeOH (95:5) to give CBz-Boc-protected macrocycle as a colorless glass like solid (7.7g, yield 95%). M.p. 64-65°C. 1 
C NMR

Boc-protected macrocycle 5
Procedure: CBz-Boc-protected macrocycle (2.0g, 1,77mmol) was dissolved in MeOH (120 mL). Pd/C was added to this mixture by small portions under stirring (0.376 g). Hydrogen was bubbled for 2h into the reaction mixture. Then the reaction mixture was stirred at H2 atm overnight. The catalyst was filtered through celite and the solvent was evaporated, the crude product was purified by column chromatography by using DCM: MeOH: NH3 (80:10:10) gave the white gummy solid (1.29g, yield 81%). M.p. 77-78 °C. 1 Anthracene-based receptor 1 1) Boc-protected macrocycle 5 (0,360g, 0,4mmol) was dissolved in dry THF (150 mL). A few crystals of DMAP and 0,8ml of DIPEA were added to this solution. Then the solution was cooled down to 0 o C and the 1,8-anthracenedicarbonyl dichloride [2] was added to the mixture dropwise over 1h. The reaction mixture was stirred overnight, then THF was removed on rotary evaporator, 100ml of DCM were added and the reaction mixture was washed with water twice. Aqueous phases were washed with DCM (2x30ml), organic phases were combined and dried over Na2SO4. Solvent was removed under reduced pressure and the residue was purified by chromatography (DCM:MeOH 95:5). Resulted in brown oil. 2) Boc-protected anthracene-based macrocycle (100mg, 0,1mmol) was dissolved in 1,4-dioxane (25 mL). Then 0,3 ml of conc. HCl was added to this solution. Then the solution was stirred overnight at RT. After that solvent was evaporated under reduced pressure. No further purification is needed. Brown solid (60mg, 20% yield). M.p. 237-238 °C (with decomposition). 1 
S11 1 H NMR titrations
The titrations were carried out by sequential addition of sodium salts to the NMR tube containing the receptors followed by the measurements. The 10%DMSO-buffer mixture was used because of solubility limitation of the receptors at 1 mM concentration. The following conditions were used: 0.5 mL of 1 mM solution of receptors in a 1:9 DMSO-d6−D2O (50 mM TRIS buffer, pH 7.2) mixture. Sodium salts dissolved in the same D2O-based buffer (0.125 M) were added as follows (equiv): 0.5; 1; 2; 5; 10; 15; 30; 45. The fitting was performed by HypNMR program. 
UV-Vis titrations
Stock solutions of receptor with concentrations of 0.05mM in a 50 mM TRIS buffer pH 7.2 (5% DMSO) were prepared for UV-Vis binding studies. The titrant (sodium salt, 0.04M) was sequentially added to a 2 mL sample of the host stock solution in the spectrometric cell (10mm cuvette (2 ml)) and the changes in the spectral features were monitored. The total number of data points was 20-40, depending on the stoichiometry of complexation; for a presumed 1:1 complex 20 points were usually measured. The following setup parameters were used for UV-Vis titration experiments: slit 1, λabs: 300-450 nm. The resulting data was imported in HypSpec program [3] and the data was fitted to obtain stability constants with anions. 
Fluorescence titrations
Stock solutions of receptors with concentrations of 0.01mM in a 50 mM TRIS buffer pH 7.2 (1% DMSO) were prepared for fluorescence binding studies. The titrant (sodium salt, 0.01M) was sequentially added to a 2 mL sample of the host stock solution in the spectrometric cell and the changes in the spectral features were monitored. The receptor solution in a 10mm cuvette (2 ml) was then titrated with the salt solution and each time the fluorescence spectrum was recorded. The following setup parameters were used for fluorescence titration experiments: ex. 365 nm, slit 2/2, em: 370-600 nm. The resulting data was imported in HypSpec program [3] . 
DFT Calculations
DFT calculations. Molecular modeling calculations were performed using the DFT program "PRIRODA". A PBE functional which includes electron density gradient was used. TZ2p-atomic basis sets of grouped Gaussian functions were used to solve the Kohn-Sham equations. The criterion for convergence was a difference below 0.01 kcal/mol/Angstrom in the energy between two sequential structures. The host-guest model structures were generated by combining a preoptimized structure of the receptor with the anion, followed by simultaneous optimization of the proposed structures. Searches for the relevant global minima were performed by calculating different anion-to-receptor coordination modes. Various stationary points on potential energy surface (PES) were determined from analytical calculations of second energy derivatives (Hessian matrixes).
The atomic coordinates for the complexes are: 
